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Compound 2. To a solution of 1 (25mg, 7.9 µmol) in 2 mL of CH 2 Cl 2 , Zn(OAc) 2 ·2H 2 O (3.5 mg, 15.8 µmol) in 2 mL of MeOH was added. The mixture was allowed to react and, after 2 hours, the crude compound was concentrated under reduced pressure and purified by flash column chromatography 
CTPR4-1 / CTPR4-2 conjugation.
Prior to any conjugation, purified CTPR4 at a protein concentration of about 100μM was freshly reduced with 1 mM 1,4-dithio-DL-treitol (DTT) during 20 minutes to ensure full reduction of the cysteine residues. DTT was removed by buffer exchange over a NAP-5 column (GE Healthcare Life Science) in PBS buffer. Protein fractions without DTT were collected at 4 o C and 1mM TCEP was added to avoid the formation of disulfide bonds between cysteines during the conjugation reaction. The protein concentration was measured by UV-absorbance. 300µl of 50µM of freshly reduced protein was mixed with 40 equivalents of 1 or 2 (around 1.9 mg) giving a ratio of 1:5 cysteine:maleimide and mixed gently. After an hour, an extra of 20 equivalents of 1 or 2 was added to the mixture (around 1 mg) giving a final ratio 1:7.5 cysteine:maleimide. The reaction mixture was incubated during 3 hours shaking and protected from light. 15% SDS-PAGE electrophoresis gels were used to monitor the conjugation process. Samples of the CTPR4 protein control and marker were prepared using Amresco EZ-vision loading buffer and the conjugates were mixed with SDS loading buffer. The gel prior staining was imaged using UV-light to monitor the fluorescence of the porphyrins.
Then, the gels were stained with Coomassie Blue.
MALDI-TOF Mass spectrometry.
The samples were analyzed using ABi 4800 MALDI TOF/TOF mass spectrometer. 4-Hydroxy-3-5-dimethoxycinnamic acid was used as matrix at 10mg/ml dissolved in a 70% acetonitrile and 0,1% TFA solution. The samples were prepared at a sample to matrix solution ratio of 1:4 (v/v) and 1µl of the mixture deposited on the sample plate. When the sample dried, 1µl extra of matrix was deposited over the sample.
Gel filtration chromatography.
To purify the conjugate from the free porphyrins gel filtration chromatography was performed using an AKTA prime plus Fast Protein Liquid Chromatography (FPLC) equipment (GE Healthcare). The conjugation reaction was injected into a Superdex 75 HR 10/30 size exclusion chromatography column (GE Healthcare) and run at 0.5 mL/min in PBS buffer with 2mM β-mercaptoethanol. The purified samples were collected in 0.5 mL fractions and stored protected from light.
Absorbance measurements. Absorbance spectra were recorded using a VARIAN-80 UV-vis spectrophotometer. The absorbance spectra of the protein, porphyrin, and protein-porphyrin conjugates from 230 nm to 1000 nm were acquired in a 1 cm pathlength quartz cuvette using a 4 nm slit-width. For the denaturalization experiments, absorption spectra of the conjugates in different percentage of methanol were recorded. The equilibrium S6 denaturation studies were performed by preparing two stock solutions at 5µM of CTPR4-1 and CTPR4-2 in a PBS buffer and in methanol. The two solutions were mixed at different ratios to obtain solutions of conjugates at the same concentration and at different percentage of methanol (from 0 to 100%).
Film formation. Solid CTPR protein ordered films were generated as previously described.
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protein alone and porphyrin conjugates CTPR4-1 and CTPR4-2 were diluted to 3% (w/v) protein concentration in 10 mM NaCl, 10 mM Na phosphate pH 7.0 buffer. The solutions were deposited on different surfaces, depending on the experiments to be performed. Quartz cuvette was used for CD analysis and fluorescence spectra, quartz plate for conductivity measurements, and silicon wafer for XRD analysis. The drop volumes also vary between 10 to 30 μl. The solvent evaporated at room temperature during 12 hours, resulting in solid thin films.
Circular dichroism (CD) measurements. CD spectra were measured using a Jasco J-815 CD Spectrometer. CD spectra of CTPR protein and CTPR4-1 and CTPR4-2 conjugates in PBS buffer were acquired in a 1 cm path length quartz cuvette at protein a concentration of 1.7 µM. CD spectra of 1 and 2 were acquired under the same conditions using 1.7 µM of porphyrin concentration. All the CD spectra were recorded with a band-width of 1 nm at 1 nm increments and 10 second average time. CD spectra of CTPR protein films were acquired in 0.01 cm pathlength quartz cuvette. 10 µl of the conjugate at 1%
(w/v) protein concentration in 10 mM NaCl, 10mM Na phosphate pH 7.0 buffer were deposited on the quartz cuvette, and the solvent was left to evaporate. The CD spectra were recorded at 1 nm increments and 10 second average time. 10 scans were accumulated. 
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